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(54) Multilayer system with protecting layer system and production method 



(57) 1 . Multilayer system and its production. 

2.1 Multilayer systems, such as those used as mir- 
rors in the extreme ultraviolet wavelength range, suffer 
contamination or oxidation during storage in air and in 
long-time operation, i.e. when exposed to EU V radiation 
in a vacuum environment with certain partial pressures 
of water or oxygen, which causes a serious reduction in 
reflectivity. The multilayer system according to the in- 
vention will have a long life with constantly high reflec- 
tivity. 

2.2 The multilayer systems according to the inven- 
tion have protective layers made from ruthenium, alu- 
minium oxide, silicon carbide, molybdenum carbide, 



carbon, titanium nitride or titanium dioxide. The mufti- 
layer systems according to the invention are produced 
by direct, ion-beam-supported growth of the protective 
layer or, except in the case of ruthenium, by mixing alu- 
minium ortitanium with oxygen or nitrogen at atomic lev- 
el, with ion-beam support, to produce an outermost pro- 
tective layer with ion -beam support. 

2.3 The multilayer systems according to the inven- 
tion are not only resistant to contamination and oxida- 
tion, but can also be cleaned if necessary, without losing 
reflectivity. Because of their long life with constantly high 
reflectivity, they are particularly suitable for use in sem- 
iconductor lithography in the soft X-ray range or extreme 
ultraviolet wavelength range. 
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Description 

[0001] The invention relates to multilayer reflective 
systems with a protective capping layer system accord- 
ing to the preamble of claim 1 . The invention also relates 5 
to the production method of such multilayer systems. 
[0002] Conventional multilayer systems are produced 
by depositing materials with different refractive indices 
or different absorption coefficients on top of each other 
in several layers on a substrate. They are used in par- 10 
ticular as mirrors in the extreme ultraviolet range. The 
wavelength range between 10 nm and 50 nm is desig- 
nated as the extreme ultraviolet wavelength range. Oth- 
er possible applications of multilayer systems are for ex- 
ample, in the visible wavelength range, as antireflective 15 
coatings of optical elements. 

[0003] The reflection of electromagnetic radiation on 
a multilayer system is based on Interference between 
the radiation which is reflected on the many interfaces 
of the muitilayer system and is approximated by Bragg's 20 
law. This reflection is thus of a dispersive nature. The 
reflectivity of the interface between two such layers for 
electromagnetic radiation in a wavelength range < 50 
nm amounts to a few per thousand for angles that are 
greater than the critical angle. For reflection angles 2s 
greater than the critical angle reflectivities up to a mag- 
nitude of 70 % can be obtained. Multilayer systems are 
therefore used to achieve high reflectivities with maxi- 
mum angles relative to the layer surface, and can also 
be used as dispersive elements. 30 
[0004] A multilayer system for reflecting short wave- 
lengths consists of successive sets of two or more layers 
respectively of materials with different refractive indices 
and thicknesses, for example in the magnitude of the 
wavelength of the reflected radiation. Partial reflection 35 
takes place at each of the interfaces between the differ- 
ent materials, and with a proper choice of the individual 
layer thicknesses, all partial reflections add up coher- 
ently. The overall reflectivity of a multilayer system is de- 
termined by the magnitude of the reflection per bound- 40 
ary surface, i.e. the difference of the refractive indices. 
[0005] Multilayer systems for the extreme ultraviolet 
wavelength range generally consist of molybdenum-sil- 
icon- or molybdenum- beryllium-systems. For special 
applications multilayer systems are used made up from *s 
more than two differing types of layers. The choice of 
material with all multilayer systems depends heavily on 
the application's wavelength range. 
[0006] Multilayer systems are utilized for the extreme 
ultraviolet to soft x-ray wavelength range amongst other so 
things in lithography for the production of semiconductor 
components. It is precisely in their being employed in 
lithography that the multilayer system needs to demon- 
strate a long life with maximum possible constant reflec- 
tivity. On th ne hand, the mirrors must show as little 55 
radiation damage asp ssible despite long peri ds of ra- 
diation. Any contamination or radiation damage would 
result in a shortened lifetime and usage interval, and 
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hence in increas dcost fth lithography proc ss. The 
reflectivity does not fluctuate, but would go down mo- 
notonously. 

[0007] Examinations have shown (J. H. Underwood 
et al., Applied Optics, Vol.32, 1993, p. 6985-6990) 8 that 
when kept in air reflectivity decreases with time. Molyb- 
denum silicon multilayer mirrors were examined. In par- 
ticular, molybdenum used as the outermost layer be- 
came completely oxidized to molybdenum trioxide and 
molybdenum dioxide and contaminated with carbon- 
containing compounds, so that the absolute reflectivity 
decreased by 10 to 12%. The oxidization of the silicon 
layer into silicon dioxide caused a decrease in reflectiv- 
ity of 4 to 5 %. 

[0008] In order to counter this, in US-5.31 0,603 it is 
proposed that the mirrors should be provided with a pro- 
tective layer of carbon of a thickness of 0.5 to 1 nm. With 
such mirrors we are dealing with a multilayer system for 
the soft x-ray range to the extreme ultraviolet wave- 
length range. For layering materials here use is made 
of, for example, ruthenium and silicon dioxide or even 
silicon carbide and hafnium. 

[0009] In addition, C. Montcalm et al, SPIE Vol.3331 , 
p.42-51 have a critical look at the problem of reduction 
of reflectivity by oxidization and contamination of the up- 
permost layer (p.44). Theoretical simulations were car- 
ried out for protective layers made from silicon dioxide, 
boron carbide, boron nitride, carbon, palladium, molyb- 
denum carbide and molybdenum boride. 
[0010] Moreover, C. Montcalm et al. tested experi- 
mentally and specifically for the first time how the reflec- 
tivity of multilayer systems changes when used in the 
context of lithography with extreme ultraviolet wave- 
lengths. Measurements were earned out over a long pe- 
riod in real working conditions. In the course of this it 
was discovered that reflectivity is greatly decreased by 
contamination of the multilayer systems through resid- 
ual substances in a vacuum. 

[0011] WO 99/24851 describes a two or more layer 
passivation for multilayer reflectors for the soft x-ray and 
extreme ultraviolet wavelength range. The passivation 
consists at least of an under coating and an upper coat- 
ing. In the case of the under coating it is a matter of the 
less absorbent material of the multilayer reflector, i.e. 
silicon In the case of molybdenum silicon mirrors, and 
beryllium in the case of molybdenum beryllium mirrors. 
In the case of the upper coating it is a matter of a material 
that does not oxidize or form an oxidation barrier and 
protects the layers beneath from oxidization. Quite gen- 
erally these can be pure elements, carbides, oxides or 
nitrides. For example, silicon carbide, silicon dioxide or 
even molybdenum carbide are especially proposed. 
The thicknesses of the protective layers vary within th 
range 0.5 to 5 nm and are especially optimized on the 
mirr rs t be protect d. The upper coating is applied by 
precipitation from the gas phas or even controlled ox- 
idization, the process for controlled oxidization not being 
elaborat d in greater detail. 
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[0012] The present invention has as its task to pre- 
pare multilayer systems, especially f r the extreme ul- 
traviolet wavelength range, with a longer life span with 
as constant reflectivity as possible. 
[0013] This task is met by a multilayer system as per 
claim 1 . 

Moreover, the task is met by a process for the production 
of multilayer systems according to the invention as per 
claim 5. 

[0014] The multilayer system according to the inven- 
tion can consist of two or more materials with differing 
refractive indices or absorption coefficients. 
By applying a protective layer system from at least one 
of the substances ruthenium, aluminium oxide, titanium 
nitride, carbon, molybdenum carbide, silicon carbide or 
titanium dioxide respectively a situation is achieved 
where not only are the mirrors passivated against radi- 
ation damage, and chemical and mechanical Influenc- 
es, but the reflectivity is also even increased to a small 
extent. In contrast with conventional multilayer systems 
without a protective layer, the life span is increased e.g. 
by a factor of three. 

[001 5] The multilayer systems according to the inven- 
tion have the advantage that they can be cleaned, with- 
out suffering any losses in reflectivity. Here various op- 
tions for cleaning methods may be employed, whether 
it be for example ozone cleaning or wet or dry chemical 
etching. 

[0016] Moreover, the multilayer system according to 
the invention shows the positive characteristic, com- 
pared with the multilayer systems of the prior art, of in- 
creased insensitivity to the partial pressure of water and/ 
or water containing components, which are to be found 
during use of the multilayer system in a vacuum cham- 
ber. This results in the risk from oxidation by water being 
lessened. 

[001 7] The most important advantage of the multilay- 
er system according to the invention is an improved re- 
sistivity against oxidation and contamination. 
[0018] Ruthenium is an Inert material which is resist- 
ant to surface deterioration caused, for example, by ox- 
idation. In optical applications it has hitherto been used 
as a layer with a small refractive index in multilayer sys- 
tems. In particular for synchrotron radiation, multilayer 
systems made from ruthenium and, for example, silicon 
oxide are used, as the thermal load is especially great 
with synchrotron radiation, which can damage other 
multilayer systems more rapidly. In addition, ruthenium 
is also used as a chemically inert interface between the 
substrate and the actual multilayer system. 
[0019] Aluminium oxide, also known as alumina, oc- 
curs in various modified forms. Aluminium oxide in the 
form of corundum is used on account of its hardness as 
b aring ston s in clocks or electrical measuring instru- 
ments as w Hasan abrasive for gemstones and m tals. 
Ceramic substances ar pr duced fr m. aluminium ox- 
ide. Other applications are adsorbents in adsorption 
chromatography and also catalysts. 



[0020] Titanium nitride s rves as the main material for 
the production f hardening and anti-wear protective 
surface coatings n precision machine bearings, roller 
bearings, cutting tools and the like, for lining reaction 

5 containers, especially for liquid metals such as alumin- 
ium, copper and iron and for the coating of clock hous- 
ings and jewellery. Thin coatings of titanium nitride can 
be created, for example, by gas phase precipitation. 
[0021 ] Titanium dioxide is distinguished by a very high 

10 refractive index. It has a particular technical significance 
as an excellent white pigment. Titanium dioxide whit 
pigments are used for whitening or brightening of col- 
ourful pigments. In chemistry, titanium dioxide also 
serves as a medium for catalysts. 

is [0022] Carbon is known to possess suitable proper- 
ties as one of the materials in multilayer systems in the 
sense that It grows as an amorphous, dense layer with 
low chemical reactivity. In addition, It has suitable optical 
properties in the EUV and x-ray wavelength range. 

20 [0023] All the coating materials have in common that 
they are used to passivate the surface of the multilayer 
system. 

[0024] In some preferred embodiments only the pro- 
tective layers of the multilayer system are made up re- 
25 spectively of ruthenium, aluminium oxide, titanium ni- 
tride, carbon, silicon carbide, molybdenum carbide or ti- 
tanium dioxide. 

[0025] In a preferred embodiment the protective lay r 
system consists of carbon covered by ruthenium, silicon 

30 carbide covered by ruthenium, molybdenum carbide 
covered by ruthenium, aluminium oxide covered by ru- 
thenium, titanium nitride covered by ruthenium, or tita- 
nium dioxide covered by ruthenium. 
[0026] For special applications it can however be an 

35 advantage if there is added to the protective coating 
along with aluminium oxide, titanium nitride, titanium di- 
oxide, silicon carbide, molybdenum carbide, carbon or 
ruthenium, a further substance, which can form not only 
a mixture but also an alloy or a compound with the ru- 

40 thenium, aluminium oxide, titanium nitride, silicon car- 
bide, molybdenum carbide, carbon or titanium dioxide. 
[0027] The method for the production of a multilayer 
system for the extreme ultraviolet wavelength range, 
made from alternating layers of materials with different 

45 refractive indices or absorption coefficients with a pro- 
tective layer system, consisting of one or several layers, 
is characterized in that they are applied directly to the 
outermost layer of the multilayer system and that some 
or all are produced with ion beam support during th ir 

so fabrication. 

[0028] Multilayer systems for the extreme ultraviolet 
range can be produced by applying a protective layer 
consisting of at least ruthenium, at least aluminium x- 
id , at least titanium nitride, at least silicon carbide, at 

55 | ast molybdenum carbide, at least titanium dioxide r 
at least carbon directly nto the outer layer f the mul- 
tilayer system by ion beam during deposition of one or 
all of the uppermost layers (ion-beam assisted deposi- 
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tion t I BAD) The already known protective layer of sili- 
con carbide can also be produced by this method with 
good results. 

[0029] Ion irradiation during thin film growth is an ef- 
fective means of controlling the structure and the com- 5 
position of the thin film. 

[0030] The use of one or more inert gases for the ion 
beam has proved especially successful. An ion beam 
containing Ar, Kr, oxygen, carbon or nitrogen is pre- 
ferred. 10 
[0031] In a preferred embodiment, to form the protec- 
tive layer, carbon is introduced into a silicon or molyb- 
denum layer, or oxygen into an aluminium or titanium 
layer, or nitrogen into a titanium layer, wherein the layer 
is polished with a carbon-, oxygen-, or nitrogen-contain- '5 
ing ion beam. The silicon layer can be the topmost layer 
in the multilayer system. Methane ions can for example 
be used for a carbon-containing ion beam. On the one 
hand, carbon, oxygen or nitrogen are incorporated into 
the silicon, molybdenum, titanium or aluminium layer, so 20 
that an interface made from SiC, AI2O3, Mo 2 C, TiO^ or 
TiN is formed. On the other hand the surface of the out- 
ermost layer is smoothened by the energy input. 
[0032] Another preferred possible method for produc- 
ing a multilayer system with a protective layer of at least 25 
aluminium oxide, titanium dioxide, titanium nitride or sil- 
icon carbide, consists of applying to the topmost layer 
of the multilayer system a thin layer of the metal of atom- 
ic thickness. Then the metal is oxidized or nitridized or 
carbonized, i.e. converted to a state of e.g. aluminium 30 
oxide or titanium nitride or silicon carbide, by applying 
low-energy oxygen or nitrogen or carbon ions. The for- 
mation of these chemical compounds can take place 
during or just after the growth of the single metal films. 
[0033] Depending on how the ion beam is chosen or 35 
whether, in addition to the carbon, oxygen or nitrogen, 
layers of further substances are also applied, either a 
pure silicon carbide, aluminium oxide, molybdenum car- 
bide, titanium dioxide or titanium nitride layer is formed, 
or a silicon carbide-, molybdenum carbide-, aluminium *o 
oxide-, titanium dioxide- or titanium nitride-containing 
protective layer. 

[0034] One advantage that emerges generally from 
the treatment of the protective layer with ion beams is 
that the surface roughness is diminished, which increas- «5 
es the reflectivity of the multilayer system. The most Im- 
portant influence, however, is an improvement of the en- 
vironmentally protective properties of the layer, due to 
the layer densification and the improvement of the layer 
morphology. By this means to a certain extent the re- so 
fraction index can be influenced. Further particulars on 
the treatment of the surface with ion beams are to be 
found, for example, in M. Cilia et al., J. Appl.-Phys. 82 
(9), 1997, p. 4137-4142. 

[0035] The thickness f the protective layer can 55 
equally be adjust d by the surface treatment by means 
of an ion beam. 

[0036] It has proved to be of advantage for th ion 
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beam to use either ne or several inert gases or ion 
beams which contain Ar, Kr, oxygen or nitrogen. In the 
latter case, the protective layer can be produced by first 
of all applying aluminium or titanium and there forming 
a corresponding protective layer of aluminium dioxide, 
titanium nitride or titanium dioxide through a deposit with 
input of oxygen or nitrogen from the ion beam. 
[0037] In a preferred embodiment after deposition the 
protective carbon layer is exposed at least to EU V radi- 
ation, to electron beam, or to elevated temperatures. 
[0038] In a preferred embodiment the exposures are 
done in the environment of gases containing oxygen. 
[0039] The advantages of the invention are made 
clear by the following examples and comparative exam- 
ples. 

Example 1 

[0040] 1 01 layers, with a thickness of 2.6 nm or 4 nm, 
of molybdenum and silicon respectively, are vapour-de- 
posited onto a silicon substrate,. The topmost layer is a 
silicon layer. A 1 .5 nm-thick carbon layer is vapour-de- 
posited on top of this. With an krypton ion beam, at the 
same time the carbon and the silicon layer at its interface 
are mixed to form a 1 nm-thick silicon carbide layer, and 
at the same time the surplus carbon is removed, and the 
silicon carbide surface polished to a roughness of less 
than 0.25 nm. With a wavelength of 13.2 nm, the reflec- 
tivity amounts to 70% both after production and also 200 
days later when kept in air. 

Example 2 

[0041] 101 layers, with a thickness of 2.6 nm or4 nm, 
of molybdenum and silicon respectively, are vapour-de- 
posited onto a silicon substrate,. The topmost layer is a 
silicon layer. A 1 .5 nm-thick aluminium oxide layer is va- 
pour-deposited on top of this. With an krypton ion beam, 
at the same time the protective layer on its surface is 
polished to a roughness of less than 0.25 nm. With a 
wavelength of 13.2 nm, the reflectivity amounts to 70% 
both after production and also 200 days later when kept 
in air. 

Example 3 

[0042] 1 01 layers, with a thickness of 2.6 nm or 4 nm, 
of molybdenum and silicon respectively, are vapour-de- 
posited onto a silicon substrate. The topmost layer is a 
silicon layer. Supported by a nitrogen ion beam, titanium 
is vapour-deposited onto this, so that a 1 .2 nm-thick ti- 
tanium nitride layer is formed. With the ion beam, at th 
same time the protective layer on its surface is polish d 
toaroughn ss fl ss than 0.25 nm. With a wav length 
of 12.9 nm, the r flectivity amounts to 68 % both after 
production and also 200 days later when kept in air. 
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Exampl 4 

[0043] 1 01 layers, with a thickness of 2.6 nm or 4 nm, 
of molybdenum and silicon respectively, are vapour-de- 
posited onto a silicon substrate. The topmost layer is a 
silicon or molybdenum layer. Supported by an ion beam, 
a 1 nm-thick ruthenium layer is applied onto this. The 
energy input of the ion beam leads to a densification of 
the ruthenium layer and a smoothing of the surface of 
the ruthenium layerto a roughness of less than 0.25 nm. 
With a wavelength of 13.0 nm, the reflectivity amounts 
to 69.5% after exposure to EUV radiation in a vacuum 
environment for several hours. 

Example 5 

[0044] A total of 1 01 layers of molybdenum and silicon 
of respectively 2.6 and 4 nm, were deposited onto a sil- 
icon substrate. The topmost layer is a silicon layer. 
Then, a thin, 2 nm thick carbon layer is deposited under 
simultaneous use of an ion beam applied to the layer 
being grown. The energy provided by the ion beam 
leads to a dense and closed carbon layer of a favourable 
atomic structure, that makes it resistant to oxidation in 
an oxygen or water containing environment, e.g. at a 
partial pressure of 1 0" 6 mbar. For a wavelength of 13,5 
nm, the reflectivity amounts 68.0 %, both just after pro- 
duction of the multilayer system, as well as after expo- 
sure of the multilayer system to EUV radiation on a vac- 
uum environment with certain partial pressures of water 
or oxygen. The carbon layer, when produced with the 
additional use of an ion beam during growth, has made 
the multilayer system resistant against degradation or 
contamination under EUV exposure. 

Example 6 

[0045] . The multilayer system of example 5 ist kept in 
a vacuum environment with a controlled background 
pressure of oxygen during exposure to EUV radiation. 
The reflectivity of the multilayer system does not de- 
grade during exposure suggesting a balancing of con- 
tamination and in-situ cleaning processes. 

Example 7 

[0046] A total of 1 01"tayer of molybdenum and silicon 
of respectively 2.6 and 4 nm were deposited onto a sil- 
icon substrate. The topmost layer is a silicon layer. 
Then, a thin, 2 nm thick carbon layer is deposited under 
simultaneous use of an ion beam grown. After that the 
surface is exposed to EUV radiation of 13.5 nm for sev- 
eral hours in vacuum with partial pressure of water at 
10 -6 mbar and partial press ur of oxygen of 10* 4 mbar. 
Oxygen will diff us inthecarb n and silicon layers, r act 
with these resulting in a passivation layer which is re- 
sistant to further oxidation under EUV radiation in an ox- 
ygen containing environment. For a wavelength f 1 3.5 
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nm, the r flectivity amounts to 68 % after production of 
the multilayer system and may reduce or increase about 
0.5 % after the exposure to EUV after which it will stay 
constant under EUV radiation and when kept in air. 

5 

Example 8 

[0047] A total of 101 layer of molybdenum and silicon 
of respectively 2.6 and 4 nm were deposited onto a sil- 
io icon substrate. The topmost layer is a silicon or molyb- 
denum layer. Then two protective layers are deposited 
starting with a 2 nm carbon layer followed by 2 nm ru- 
thenium layer. The carbon and ruthenium layers are de- 
posited under simultaneous use of an ion beam. For a 
wavelength of 13.5 nm, the reflectivity amounts to 70 % 
after production of the multilayer system and stays con- 
stant when kept in air and may change less than 0.5 % 
(increases or decreases) under EUV radiation. 



[0048] A molybdenum-silicon mirror made from 50 
layer pairs consisting of 2.6 nm of Mo and 4 nm of Si 
and molybdenum as the outermost layer, immediately 
after production, before it comes into contact with air, 
has a reflectivity of 69 % and after exposure to EUV ra- 
diation in a vacuum environment for several hours, a re- 
flectivity of 55% with a wavelength of 13 nm in each 
case. 



Claims 

1 . Multilayer system for the extreme ultraviolet wave- 
35 length range made from alternating layers of mate- 
rials with different refractive indices or absorption 
coefficients with a protective layer system, charac- 
terized in that the protective layer system consists 
of at least ruthenium, at least aluminium oxide, at 

40 least silicon carbide, at least titanium nitride or at 
least titanium dioxide. 

2. Multilayer system according to claim 1 , character- 
ized in that the protective layer consists of ruthe- 

45 nium, aluminium oxide, silicon carbide, titanium ni- 
tride or titanium dioxide. 

3. Multilayer system according to claim 1 , character- 
ized in that the protective layer system consists of 

so carbon covered by ruthenium, silicon carbide cov- 
ered by ruthenium, molybdenum carbide cover d 
by ruthenium, aluminium oxide covered by ruthe- 
nium, titanium nitride covered by ruthenium, or tita- 
nium dioxide covered by ruthenium. 

55 

4. Multilayer system according to claim 1 , character- 
ized in that th protective layer system consists of 
a mixture, an alloy or a compound of ruthenium, alu- 
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minium oxide, silicon carbid , titanium nitrid , tita- 
nium dioxide and a further substance. 

5. Method for the production of a multilayer system for 
the extreme ultraviolet wavelength range, made s 
from alternating layers of materials with different re- 
fractive indices or absorption coefficients with a pro- 
tective layer system, consisting of one or several 
layers, characterized in that they are applied di- 
rectly to the outermost layer of the multilayer system 10 
and that some or all are produced with ion beam 
support during their fabrication. 

6. Method according to claim 5, characterized in that 
one or more inert gases are used for the ion beam, *5 

7. Method according to claim 5, characterized in that 
an Ion beam containing Ar, Kr f oxygen, carbon or 
nitrogen is used. 

20 

6. Method according to one of claims 5 to 7, charac- 
terized in that one of the protective layers consists 
of carbon, ruthenium, silicon carbide, silicon nitride, 
titanium nitride, titanium dioxide oder aluminium ox- 
ide. 25 

9. Method according to one of claims 5 to 8, charac- 
terized in that the protective layer system consists 
of at least one carbon layer deposited with ion beam 
support. 30 

10. Method according to claim 9, characterized in that 

after deposition the protective carbon layer is ex- 
posed at least to EUV radiation, to electron beam, 
or to elevated temperatures. 35 

11. Method according to claim 10, characterized in 
• that the exposures are done in the environment of 

gases containing oxygen. 

AO 

1 2. Method according to one of claims 5 to 1 1 , charac- 
terized in that the protection layer material is de- 
posited of atomic thickness and that then the metal 
is converted to a state of oxide or nitride or carbide 

by applying low-engergy oxygen or nitrogen or car- 45 
bon ions. 



so 



55 
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